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Details of the Flow Set-up
A Vapoutec® E-Series system was used as the flow set-up for the visible light-promoted Beckmann rearrangement (as shown in Figure S1 ). The UV-150 TM flow photoreactor (R 1 ), the heated coil reactor (R 2 ), pumps (P1 and P2), two-way valves (Val 1 and Val 2) and the back pressure regulator (BPR) are parts of the Vapourtec® system. PFA tubings (i.d. 0.8 mm, o.d. 1.6 mm) were used for the construction of the injection coils (L 1 and L 2 ) and for the connection of all parts downstream from the pumps. PFA tubings (i.d. 1.58 mm, o.d. 3.18 mm) were used for solvent and inlet of the pumps. The entire flow system was purged with degassed DMF (Ar sparging for 30 min, sealed in Ar atmosphere) before tightening the BPR. After using the flow system, the BPR was loosened before washing with isopropanol (i-PrOH). 
General Analytical Methods
NMR spectra were recorded on a 300 MHz instrument (75 MHz for 13 C). Chemical shifts (δ) are expressed in ppm downfield from TMS as internal standard. The letters s, d, t, q and m stand for singlet, doublet, triplet, quadruplet and multiplet.
HPLC analysis was carried out on a C18 reversed-phase (RP) analytical column (150 × 4.6 mm, particle size 5 μm) at 37 °C using a mobile phase A (water/MeCN 90:10 (v/v) + 0.1% TFA) and B (MeCN + 0.1% TFA) at a flow rate of 1.5 mL/min. The following gradient was applied: linear increase from solution 30% B to 100% B within 10 min.
GC-MS spectra were recorded using a ThermoFisher Focus GC coupled with a DSQ II (EI, 70 eV). A TR-5MS column (30 m × 0.25 mm × 0.25 μm) was used, with helium as carrier gas (1 mL•min -1 constant flow). The injector temperature was set to 280 °C. After 1 min at 50 °C, the temperature was increased by 25 °C•min -1 to 300 °C and kept at 300 °C for 3 min.
Emission spectra of the light sources were measured with Avantes® Startline™ AvaSpec-2048 spectrometer.
Carbon monoxide was detected using Chauvin Arnoux® C.A 895 carbon monoxide detector.
Melting points were determined on a Stuart™ SMP3 melting point apparatus. The flow set-up shown in Figure 1 was used for this experiment ( Figure S5 ). After the stabilization of the temperature and pressure, 500 µL degassed solution was injected for each run. The discharge was collected with a 5 mL volumetric flask with 0.01 mmol p-terphenyl and 2-aminophenol (16), then diluted to 5.000 mL with acetonitrile for HPLC and GC-MS analysis. The results (Table S2) showed that the conversion of CBr 4 favors low temperature, which is in accordance with Figure 2 . A large increase of the triplet life time of Ru(II)* at low temperature (J. Phys. Chem. A 2004, 108, 9938) makes the quenching more effective. Benzoxazole (17) was detected from the samples of all entries; whereas no trace of benzoxazolidinone (18) was detected, indicating that bromophosgene (15) was not able to survive more than 10 min under the reaction condition. [a] The solution of reactants was degassed by Ar sparging for 15 min; 0.5 mL was injected for each run.
Emission Spectra of the Light Sources
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Optimization of Reaction Time and Catalyst Loading
[b] Determined by HPLC at 254 nm using p-terphenyl as internal standard.
[c] Unconverted CBr 4 in the reaction mixture.
The influence of reaction time and catalyst loading was investigated at 40 °C (Table S3 ). The conversion of 1a stopped increasing when all CBr 4 was consumed (Table S3 , entry 3-5), indicating a non-self-propagative mechanism. The reaction rate dropped when the catalyst loading was reduced to 1 mol% (Table S3 , entry 6), but prolonging the reaction time to 20 min (Table S3 , entry 7) is enough to compensate this conversion loss (Table S3 , entry 3).
Attempt to Scavenge Bromophosgene
The reaction of Table 3 entry 1 was performed using 2-aminophenol (16) in place of oxime (1a) ( Figure S6 ), in order to scavenge any trace of bromophosgene (15) in the reaction mixture. However, benzoxazolidinone (18), the condensation product with 15 (a carbonylating reagent), was not detected; this fact ruled out the possibility of OH-activation by 15 during the Beckmann rearrangement. The formation of benzoxazole (17) confirmed the presence of V-H reagent (5A, a formylating reagent) in the reaction mixture.
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Figure S7: No peak corresponding benzoxazolone (18) was given by GC-MS analysis.
HPLC Examples
Figure S8: HPLC graphics of the best results from (a) one-pot flow reaction ( 
